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Figure 3 
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a) 1. NaOMe, MeOH; 2. AcCl, colliding -40°C, 93% (two steps); 

b) BnBr, Ag 2 0, 4A molecular sieves, CH 2 C1 2 , 80%; 

c) 1. THF, AcOH, TBAF; 2. CC1 3 CN, DBU, CH 2 C1 2 , 88% (2 steps). 



- 119- 



Figure 5 



HI 
2 
ft 



19 



C0 2 Me 
HO-I „ 



BnO 



HO 
BnO 



COOMe 
-0 




OH 



21 



OH 



LevO" 
BnO 



C0 2 Me 
0 



22 O^ 



d, then b 



OBn 

Me0 2 C^O^OH 

OH OH 
23 



m 

SI 

m 



a) 1. NaH, BnBr, THF, Bu 4 NI; 2. aq. HOAc (66%), 40°C; 3. TBSC1, 
DMAP, CH 2 C1 2 , pyridine; 4. Ac 2 0, DMAP, pyridine; 5. HF-pyridine, 
THF; 6. TEMPO (cat.), KBr, Bu 4 NBr, NaHC0 3 , NaOCl, CH 2 C1 2 /H 2 0; 
7. 4M NaOH, MeOH; 8. Mel, KHC0 3 , DMF, 65% (eight steps); b) 
TFA (90% aq.), quant; c) 1. Tf 2 0, pyridine, CH 2 C1 2 ; 2. LevONa, DMF, 
80°C, 82% (two steps); d) N 2 H 4 , HOAc, pyridine, 91%. 



- 120- 



Figure 6 



C0 2 Me 
BnO oh 



21 



a or b 



C0 2 Me 
'OBn 



oh or\ R 



24: R = Me (48%) 
26 ! R — ww ww 



(57%) 



HCH 
BnO 



C0 2 Me 
0. 



R 
R 

25: R = Me (32%) 

27: R — WW WW 



(29%) 



a 



Me0 2 C 



OBn 

OH OH 
23 



OH 



a or b 



OBn 

Me0 2 C^io^ 0 

o^~ R 

R 



OH 



C0 2 Me 



HOH 

BnO 



m 



28: R = Me (68%) 
30: R 

— WW WW 

w 

(56%) 



29: R = Me (20%) 

31 I R WW WW 



(18%) 



ry 
Hi 



a) 2-methoxypropene, DMF, CSA; 

b) methoxycyclopentene, DMF, CSA. 



US 



- 121 - 



Figure 7 



o 

m 



Glucuronic Acid Acceptors 

or + S? a < if11) , AcO 

11 26 or TBSO 

b (if 1 0) Bn0 




32 R= Me (86% via a; 80% via b) 

33 R ~~ (80% via a; 79% via b) 



AcO-^ 
c or d TBSO— 
BnO-A^\ c0 2 Me 

OH 

34 (81% from 31; 
90% from 32) 



+; A _ C0 2 Me 

: J AC °A W H OA AcO^ loBn 

3 N 3 O O^T 

O 18 R 

|f 35R=Me (83%) 

Hi 36R=^w ~w (82%) 

pj w 

O AcO- 

ry Bno- 



o^r\ „ 

BnO-A-^A^OH 



cord BnO— C o 2 Me 



37 (84% from 35; 
81% from 36) 

a) TBSOTf, 4A molecular sieves, CH 2 Cl 2 , -78°C to rt; 

b) AgC10 4 , SnCl 2 , Et 2 0, 4A molecular sieves, 0°C to rt; 

c) dichloroacetic acid (75% aq.); 

d) dichloroacetic acid (50% aq.); 

e) dichloroacetic acid (60% aq.) 



- 122- 



Iduronic Acid Acceptors 



OBn 




42 R 1 = Bn (92%) 

43 Ri = Ac (89% from 30) 

(88% from 31) 



a) TBSOTf, 4A molecular sieves, CH 2 Cl 2 , -78°C to it; 

b) AgCl0 4 , SnCl 2 , Et 2 0, 4A molecular sieves, 0°C to it; 

c) dichloroacetic acid (75% aq.); 

d) dichloroacetic acid (50% aq.); 

e) dichloroacetic acid (60% aq.) 



- 123- 



Figure 9 
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Figure 12 
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Figure 13 
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Figure 15 
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